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Figure S1: Comparison of ?H-decoupled *H NMR signals for 3a and 3b
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'H NMR spectra were recorded at 600 MHz with 2H-decoupling at 92 MHz, and calibrated to
internal TMS. The Hy—Hj, coupling constants are measured from the H, doublet.

Vertical lines were superimposed for comparison of the peaks. Comparison of the Hy quartets
indicates that the products were formed as single diastereomers (>95%). The upfield peak of the
Hyp quartet is resolved, appearing at 1.626 ppm in 3a and 1.620 ppm in 3b.

The small upfield shoulders are due to ~5% non-deuterium labeled isotopomers of 3. See page
S15 for a full *H spectrum of non-deuterium labeled SI-3.

'H spectra without “H-decoupling resulted in similar peaks with comparable H,—Hy, coupling

constants (5.6 Hz for 3a and 9.5 Hz for 3b). However, the peaks are broadened due to
unresolved *H—2H coupling (~1 Hz). See pages S9-S10 for these spectra.
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Table S1: Variation of amine ligands

ligand (12 mol %)

NiCl,-DME (10 mol %)

Ph/\/g'BBN : Ph/\/\/OTBS
KOt-Bu, i-BuOH
2 dioxane, rt, 24 h 3
Br/\/OTBS
Entry Ligand Bromide Remaining? Yield®
Ph Ph
1 — — 58% 21%
7\
\ NN /
Ph._NH,
2 j, 75% 15%
Ph” “NH,
(€]
NH,
3 . 80% 12%
“NH
(€]

4 Me,N NMe; 7% <5%
V, \ 0 0
=
|

6 = I N I ~ 90% <5%

N N~
]
7 0 SN ) >95% <5%
N N

2 Yield determined by *H NMR by comparison to an internal standard (PhSiMes)

Entry 1 was repeated with deuterium-labeled 2b to afford 3b as a single diastereomer (>95% as
determined by ‘*H NMR):

NiCl,-DME (10 mol %)
bathophenathroline (12 mol %)

D
Ph/'\./\/ OTBS

D
H 9-BBN-H
PR I

D
oh /'\E/Q-BBN
D

KOt-Bu, i-BuOH :
D dioxane, rt, 24 h D
OTBS
1b 2b Br > 3b

18% yield
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syn-product
1H spectrum with 2H decoupling
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syn-product
13C spectrum with 1H decoupling
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anti-product
1H spectrum with 2H decoupling
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anti-product
1H spectrum
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anti-product
13C spectrum with 1H decoupling
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